for 1, [18, 24, 8, 6, 2, 20] for 2, [24, 32, 8, 8, 4, 24] for 3, [28, 32, 20, 8, 0, 32] for 4 and [34, 36, 26, 8, 0, 36] The self-assembly of supramolecular chemical systems is a key synthetic approach for the formation of a whole range of systems ranging from coordination cages 1-3 to metal organic frameworks 4,5 and supramolecular coordination complexes. 6 In these systems the chemical properties of the components (metal ions, ligands etc.) along with their underlying self-assembly processes, can be controlled to a degree. This understanding allowed the introduction of design elements which are mainly responsible for the formation of topologies of increased complexity rather than serendipity 1 whilst the resulting architectures can even be post synthetically modified.
The self-assembly of supramolecular chemical systems is a key synthetic approach for the formation of a whole range of systems ranging from coordination cages [1] [2] [3] to metal organic frameworks 4, 5 and supramolecular coordination complexes. 6 In these systems the chemical properties of the components (metal ions, ligands etc.) along with their underlying self-assembly processes, can be controlled to a degree. This understanding allowed the introduction of design elements which are mainly responsible for the formation of topologies of increased complexity rather than serendipity 1 whilst the resulting architectures can even be post synthetically modified. 7 In this respect, polyoxometalate and oxothiometalate-based structures represent a challenge since the ligand design tools are more limited. For example oxothiometalates 8,9 are a family of inorganic molecular metal oxide systems whose structures are governed by self-assembly processes. 10 The underlying selfassembly processes are effectively masked by the one-pot process but are macroscopically controlled by a series of experimental variables such as concentration/type of metal oxide anion, pH, ion paring effects, heteroatoms, ligands, temperature and templates. 11 However, recent work has shown that polyoxometalate chemistry is supramolecular in many aspects i.e., in the organization of small fragments into larger species 12 and the fact that even the molecular clusters can be treated as a set of transferable building blocks. 10 One key aim is to explore and explain how complex structures can be produced by control of the process variables (order of addition, pH, use of salts), rather than only by ligand design. In this respect we have targeted inorganic structures as they lack preorganized organic ligands to see if we can firstly make large molecules without pre-designed ligands and then investigate any correlation between the complexity of the observed topologies, and the diversity of the library of available constituents. 13 4À building blocks, respectively. Cluster 2 exhibits the same C 2v symmetry. It is interesting that the equilibria established in the system can be disturbed further by careful adjustment of the temperature, which appears to affect the kinetics by leading to the faster formation of the type C [(Mo (Fig. S2, ESI †) .
All three clusters exhibit two types of Mo-Mo contacts: a short Mo-Mo distance found to be ca. 2.8 Å within the dinuclear unit, characteristic of a metal-metal bond, and the long Mo-Mo distance of ca. 3.2 Å which is in agreement with close non-bonding Mo-Mo separation found in the literature.
13,14
The gradual increase of the concentration of the selenite anions in the reaction mixture and concurrent elimination of type C building blocks by exclusion of [Mo
2À species, led to the 2+ (type D), see Fig. 3 . In this case, the upper and lower components of the architecture are similar to the ones observed in 4 above, whereas these are bridged together by two type B building blocks and four selenite anions instead, allowing us to access the higher nuclearity of 5, {Se 26 Mo 68 } (Fig. 3) Notes and references 
